We have prepared a series of cyclopropenylphosphonium salts(I) of interest as precursors of the antiaromatic(2) 47r electron system II. At this time we report the proton magnetic resonance spectra data on these salts. Of particular interest are the PCH coupling constants. To our knowledge they are the first reported measurements of cyclopropene geminal coupling constants and they are abnormally large,exeeeding in magnitude JpCH values for phosphorus derivatives of any type.
MHz) exhibits a one-proton doublet at77.13 with J = 51. 1,2-di-;-propylcyclopropenes containing an electron-withdrawing group in the 3-position(j).
The phosphonium salts in Table I The coupling constant is sensitive to the nature of the substituents on the ring and on phosphorus.
The relationship between structure and both sign and magnitude of proton-phosphorus coupling constants is a subject of much current discussion (4-10). Some trends are discernible and when applied to the data here they allow tentative conclusions to be offered. Of prime interest are the abnormally No.55 Additional data is needed on compounds structurally related to those reported here before more definite correlations can be made. Table II summarizes the effect of anion and solvent on rand JPcH for the methine proton in diphenylcyclopropenyltriphenylphosphonium salts.
The results are generally in accord with those obtained in studies of tetraalkyl/aryl phosphonium salts (4). The chemical shifts are solvent dependent and there is a discernible dependence on solvent of JpCH in the case of the f'luoroborate salt. Bothrand JpCH were found to be independent of halide ion in the tetraalkyl/aryl phosphonium salts (4). Our results show that such lack
